






Alkylation of  Metalated O-Silyl Cyanohydrins of β-Silyl-α,β-Epoxyaldehydes




























R = Me, Et, i-Pr, CH2CH=CH2, CH2Ph
base  
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E/Z = 2.5 1B
LDA
E/Z = 22.0
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A-value: OTMS = 0.7
                CN = 0.2
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9;   R1= R2 = Me
10; R1= Me, R2 = H
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Reactions of Enantiomerically Pure  O-Silyl Cyanohydrins of β-Silyl-α,β-
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Reactions of Enantiomerically Pure  O-Silyl Cyanohydrins of β-Silyl-α,β-
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Reactions of Enantiomerically Pure O-Carbamoyl Cyanohydrins of β-Silyl-α,β-

























Reactions of Enantiomerically Pure  O-Silyl Cyanohydrins of β-Silyl-α,β-




























































































































(E)-15, (E)-16, and (Z)-16 were inseparable.
 The !"#"tiomeric purity was  determined by chiral HPLC using a CHIRALPAK AD®.
14A
H
[3 + 2] Annulation Using Reaction of
(β-(Trimethylsilyl)acryloyl)silanes and Lithium Enolate of Methyl Ketones
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Et2O, rt, 2 h
92%





























































































































L* : ( - )-sparteine
Chiral Homoenolate Equivalent (1)
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Chiral Homoenolate Equivalent (2)
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n-BuLi,
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Reactions of Enantiomerically Pure O-Carbamoyl Cyanohydrins of β-Silyl-α,β-







































































































































Reactions of Enantiomerically Pure O-Carbamoyl Cyanohydrins of β-Silyl-α,β-
Epoxyaldehyde with LDA in the Presense of Benzyl Bromide : Effect of Temperature
27
TBSO
O O
NPri2
O O
NPri2
14B
PhCH2Br
LDA
+
15 16
TBSO
solvent
1 h
H H
CNTBS CN
O
NPri2
O
O H
TBS H
O
NPri2
O
O CN
SM
7A
7A
7A
7A
7B
7B
7A
7A
7A
7B
solvent
Et2O
toluene
yield (%)
-
6
8
7
24
23
11
8
8
26
(E)-15 (Z)-15
yield (%)
6
44
46
44
-
-
21
32
36
-
ee (%)
27.8
30.0
27.8
0
-
-
37.3
15.9
5.6
-
(E)-16
yield (%)
9
1
2
3
37
35
2
3
2
33
(Z)-16
yield (%)
61
11
11
16
-
-
11
16
16
-
yield (%)
76
62
67
70
61
58
46
59
62
59
total
temp (°C)
-110
-78
-40
0
-110
-78
-78
-40
0
-78
CN
Bn
14A
H
